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High Pressure (HP) is a powerful tool to induce structural 

modifications and phase transition in crystals. Molecular crystals, in 
particular, may show large variations both in intermolecular and 
intramolecular geometrical parameters but, up to now, have been 
subject to few studies. 

The M2(CO)10 (M=Mn,Re) dimers have been suggested to 
undergo a staggered to eclipsed conformational rearrangement of the 
equatorial carbonyls, but their crystals do not survive this phase 
transition.  With the aim of elucidating this behaviour we report the 
structural characterisations of the related  Co2(CO)6(XPh3)2 (X=As,P) 
species, which are known to undergo a second order phase transition 
at low T[1], at different pressures (up to 46 kbar). 

We confirm that a staggered to almost eclipsed conformational 
rearrangement takes place in both cases. This is accompanied by  
significant variations of most inter and intramolecular parameters. The 
HP behaviour is similar but larger than that observed on cooling, 
allowing to observe previously undetected variations of the 
intramolecular parameters.  
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